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[57] ABSTRACT

Process for the preparation of one or more metal or
metal compounds containing catalysts or catalyst pre-
cursors wherein a complex cyanide of the general for-
mula MM3(CN),—xvx wherein M represents a cati-
onic moiety comprising one or more metal ions, NHs+
and/or a quaternary ammonium ion, M forms part of
the anionic moiety and represents one or more polyva-
lent metals, CN represents a cyanide moiety as defined
hereinbefore, Y represents one or more ligands, p 1s a
number ranging from 2-8, x is a number ranging from
0—4 and p/x is at least 1 when x>0, present on a carrier,

is subjected to a decomposition treatment under oxida-
tive conditions.

The catalysts thus obtained can be suitably applied for
instance in the preparation of hydrocarbons and/or
oxygenates from carbon monoxide and hydrogen and in

the hydrodesulphurization of hydrocarbonaceous mate-
nals.

21 Claims, 2 Drawing Sheets
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1
PROCESS FOR PREPARATION OF A CATALYST

BACKGROUND OF THE INVENTION

The present invention relates to the preparation of )
one or more metal and/or metal compounds containing
catalvsts or catalyst precursors starting from complex
cyanides. The present invention also relates to the use of
catalysts obtained from cyanide complexes in the pro-
duction of hydrocarbons from carbon monoxide and 10
hydrogen as well as in the hydrodesulphurnisation of
hydrocarbonaceous maternals.

One of the problems often encountered in the manu-
facture of metal-containing heterogeneous catalysts 1s
the phenomenon of reaction of the metal ion(s) to be 15
incorporated on the carrier with the carrier. This can
already happen during the initial contact of the metal
ion(s) to be incorporated on the carrier and is many
times observed when subjecting the appropriate metal
ion(s) containing carrier to a customary thermal treat- 20
ment which is normally used to transfer the system 1nto
the catalytically desired species or to stabilise the sys-
tem obtained or both. In particular, it 1s a well-known.
problem for iron and/or manganese containing catalyst,
but also nickel and cobalt containing catalysts are diffi- 23
cult to manufacture because of this unwanted tendency
of metal ion/support interaction.

It should be noted that complex cyanides can be used
as starting materials in the preparation of supported
catalysts by firstly introducing an appropriate cyanide 30
to a support, or alternatively precipitating a complex
cyanide on a support iron a metal salt and an appropn-
ate cyanide followed by activating the cyanide thus
introduced. For instance, in U.S. Pat. specification
4,186,112 a process is described for reducing carbon 35
monoxide by means of hydrogen using supported cata-

lysts prepared by precipitating a polymetal salt of a
hydrocyanic acid which 1s subjected to a so-called

forming step, after separating and drying the precipi-
tated salt. It is reported that forming takes place when 40
thermally decomposing the salt in contact with hydro-
gen or a mixture of hydrogen and carbon monoxide. It

is also possible to carry out the thermal decomposition
under vacuum.

It is further known (J. of Cat. 71], 111-118 1981]) to 45
produce finely dispersed metals in zeolites by reacting a
metal-exchanged zeolite and an anionic, metal-contain-
ing coordination compound, specifically a water-solu-
ble, metal cyanide complex followed by subsequent
reduction with hydrogen at a temperature of 400" C. 50

It has now surprisingly been found that very interest-
ing catalysts or catalyst precursors.can be obtained
which do not suffer (or only to a marginal extent) from
unwanted metal ion/support interaction when complex
cyanide containing carriers are subjected to a decompo- 55
sition treatment under oxidative conditions. In general,
it has been found that, especially after an activation

step, more active and more stable catalysts will be ob-
tained.

SUMMARY OF THE INVENTION

The present invention thus relates to a process for the
preparation of one or more metal and/or metal com-
pounds containing catalysts or catalyst precursors
wherein a complex cyanide of the general formula 65
MiM,(CN,_x(Y)x wherein M; represents a cationic
moiety comprising one or more metal 1ons, NH4T and-
/or a quaternary ammonium ion, M forms parts of the

2

anionic moiety and represents one or more polyvalent
metals, CN represents a cyanide moiety as defined here-
inafter, Y represents one or more ligands, p is a number
ranging from 2-8, x is a number ranging from 0-4, and
p/x is at least 1 when x>0, present on a carrier 1s sub-

jected to a decomposition treatment under oxidative

conditions.

The present invention further relates to a process for
the preparation of hydrocarbons and/or oxygenates by
contacting carbon monoxide and hydrogen with a cata-
lyst according to the invention.

The invention still further relates to a process for the
hydrodesulphurisation of hydrocarbonaceous materials
by contacting such materials in the presence of hydro-
gen at elevated temperatures and pressures with a cata-
lyst according to the invention.

The invention also relates to a process of the produc-
tion of ethylene oxide and/or ethylene glycol by using
silver catalysts obtained from a complex cyanide which
has been subjected to decomposition treatment accord-
ing to the present invention.

BRIEF DESCRIPTION OF THE DRAWINGS

FIG. 1 is a graphical representation of the decompo-
sition of copper/iron complex cyanide with part ¢
under oxidative conditions according to the invention
and parts a and b, not under oxidative conditions, for
comparison.

FIG. 2 is a graphical representation of hydrogen
consumption of a copper/iron catalyst according to the
invention.

DESCRIPTION OF PREFERRED
EMBODIMENTS

The decomposition treatment under oxidative condi-
tions to be specified hereinafter can be suitably carried
out at a temperature of at least 200° C. Preference is

- given to a temperature between 250° C. and 450° C. The

optimum temperature to be apphied depends to some
extent on the type and number of metal moieties present
in the complex cyanide containing carrier.

Suitably the decomposition treatment is carried out in
an environment containing at least 0.5% by volume of
an oxidising agent. It is also possible, and in fact pre-
ferred to use an environment containing a larger
amount of oxidising agent. Preference is given to the use
of (diluted) air as oxidising agent

Examples of oxidising agents comprise oxygen, 0Zone
and hydroperoxides. The environment containing the
oxidative agent normally comprises an inert medium,
such as an inert gaseous compound such as nitrogen,
argon or helium. Preferably, air 1s used to perform the
decomposition treatment in accordance with the pres-
ent invention.

The complex cyanide containing carrier is suitably
subjected to the decomposition treatment according to
the present invention when present in a closed vessel
with venting facilities such as an autoclave or a rotating
kiln.

Complex cyanides present on carriers which can be
subjected to the decomposition process in accordance
with the present invention can be represented by the
general formula M{M2(CN)p—x(Y)x wherein M; and
M> are as defined hereinbefore. It is possible that some
interchange may take place between moieties M; and
M during the formation of the complex cyanides. It is
also possible that part of the M; moiety is replaced by
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H+, e.g. by means of an ion-exchange procedure. When
M represents a quaternary ammonium ion preference is
given to the lower quaternary alkyl ammonium ions
such as tetramethyl. tetraethyl and dimethyl diethyl
ammonium ions. The presence of quaternary ammo-
nium 10ns may have an advantageous effect when non-
aqueous impregnation methods are envisaged.

The expression “a cyanide moiety” as used through-
out the present specification is meant to include apart
from the cyano group (the cyanide group proper) also
the isocyano group, the thiocyano group, the isothi-
ocyano group, the cyanato group and the isocyanato
group. Preference is given to the presence of the cya-
nide group proper in the complex cyanide structure.

Depending on the coordinative preferences of the
(vanous) metal(s) present in the complex cyanide, the
number for p can range from 2-8. Also the number of Y
moieties present has a bearing on the value for p. Prefer-
ably, p represents an even number in particular 4, 6 or 8.
For complex cyanides having M representing palla-
dium, p is equal to 4, for complex cyanides having M>
representing iron, p is equal to 6 and for complex cya-
nides having M representing molybdenum, p is equal to
8.

The Y moiety suitably represents one or more of NO,
CO, NH3, NO+ or NO;,—. Suitably Y represents one or
more NO moieties. Suitably up to four ligands Y can be
present in the complex cyanides provided that the ratio
p/x 1s at least 1 when x X 0. Preference is given to com-
plex cyanides containing not more than 2 and in particu-
lar no ligands Y. |

Without wishing to be bound to any particular theory
it should be noted that the surprising activity and per-
formance of catalysts produced in accordance with the
decomposition treatment under oxidative conditions
may be related to the observation that water present in
the complex cyanides when precipitated on the appro-
priate carrier is preferentially removed prior to the
decomposition treatment according to the present in-
vention. When the cyanide group is decomposed in the
substantial absence of water apparently a decomposi-
tion mechanism applies which substantially prevents the
unwanted interaction between the metal(s) remaining
on the carrier and the sites on the carrier normally
exposed to undergo metal/site interaction.

The process according to the present invention is
suitably carned out by using a complex cyanide
wherein M) represents one or more transition metal
moieties, a Group IVa metal moiety, a Group Ia or Ila
metal moiety and/or NH4+, a Group Ib or IIb metal
moilety, M2 represents a Group VIb or Group VIII
metal moiety, CN represents cyanide, p represents 4, 6
or 8 and Y represents a NO group when x is not zero.

Preferably, the process according to the present in-
vention is carried out by using a complex cyanide
wherein M| represents one or more Group VIII, one or
more Group Ib or one or more Group IVa metal moi-
eties, M represents a Fe, Co, Ni, Mo or W metal moi-
ety, p represents 4, 6 or 8 and x is zero. In particular, use
1s made of a complex cyanide wherein M represents a
Cu, N1 or Co moiety and M represents a Fe, W or Mo
moiety.

As regards the various Groups of the Periodic Table
of the Elements reference is made to the Handbook of
Chemistry and Physics, 64th Edition, 1983 published by
the Chemical Rubber Company.

Examples of complex cyanides which can be used
(after having been incorporated on a carrier) as starting

10

15

20

4

materials in the decomposition treatment in accordance
with the present invention comprise Cu;Fe(II}(CN)s,
Fe Fe(II)(CN)s, NiFe(II)(CN)e, AgaFe(IINCN)s,
CuFe(II(CN)s(NO), FePd(CN)4, Cus[Fe(III}{CN)eg]2,
Cos[Fe(III(CN)s}2, CusMo(CN)s, CoiMo(CN)g,
CuNiFe(CN)¢ and MnyFe(II)(CN)s. Normally, the
complex cyanides will contain water of hydration.
Suitably, refractory oxides as well as zeolites and
mixtures thereof can be used as carrier for the complex
cyanides to be treated according to the present inven-
tion. Examples of suitable refractory oxides comprise
alumina, silica-alumina, titania, magnesia or mixtures of
two or more of such refractory oxides. Good results

have been obtained using alumina and titania as carrier -

materials. It may be useful to subject the refractory
oxides to an activating treatment prior to the incorpora-
tion of the complex cyanides thereupon. |
Crystalline (metallo)silicates can also be used as car-
rier materials, if desired together with one or more
refractory oxides. Crystalline alumino silicates are a

- class of crystalline (metallo) silicates which can be suit-
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ably applied.

Suitably, the process according to the present inven-
tion 1s carried out using of from 5% to 95% by weight
of carrier, calculated on total weight of dried complex
cyanide and carrier. Preference is given to the use of of
from 40% to 90% by weight of carrier, calculated on
total weight of dried complex cyanide and carrier.

The complex cyanides can be suitably incorporated
on the appropriate carrier by in situ formation e.g. by
reaction of one or more metal compounds containing
M moieties, in particular one or more salts containing
M moieties, and a cyanide containing a M, moiety.

Pretferably, the complex cyanides are incorporated on
the carrier by treating the appropriate carrier with one
or more cyanides containing a M moiety followed by
drying and subjecting the carrier containing the cyanide
to impregnation with one or more compounds contain-
ing M; moieties, in particular one or more salts contain-
ing M| moieties, so as to form the complex cyanide. It is
also preferred to incorporate the complex cyanides on
the appropriate carrier by treating the appropriate car-
rier with one or more compounds containing M1 moi-
eties, In particular one or more salts containing M,

moieties, followed by drying and subjecting the carrier

containing the M; moiety to impregnation with one or
more cyanides containing a M3 moiety so as to form the
complex cyanide.

It 1s also possible to treat an appropriate carrier with
a soluble complex cyanide and drying the thus treated
carrier to produce the complex cyanide(s) containing
carrier to be subjected to a decomposition treatment
under oxidative conditions according to the present
invention. ~

It is also possible to use the so-called incipient wet-
ness impregnation method. Using that method gives the
opportunity to introduce either one or more salts con-
taining one or more M1 moieties or the cyanide contain-
ing a M3 moiety on the carrier.

When salts containing one or more M metal moieties
and cyanides containing a M2 moiety have been intro-
duced on the carrier which results in the formation of
the appropriate complex cyanide(s) the metal moieties
M) and M2 are still in non-zero valencies. By subjecting
the complex cyanides to a decomposition treatment
under oxidative conditions it will be clear that the cya-
nide moieties will be substantially destructed which will

H
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leave the M and Mj metal moieties substantially in the
appropriate oxidic form.

In the event that 1t 1s desired, e.g. for catalytic pur-
poses to have the metal moieties in substantially the zero
valency state i1t will be necessary to subject the complex
cyanides to a reducing treatment. Such a treatment
which will normally activate or increase the catalytic
behaviour of the catalysts can be carried out suitably in
the presence of hydrogen at a temperature up to 500° C.
and at a pressure of up to 10 MPa. Preferably, the re-
ducing treatment is carried out at a temperature in the
range between 50° C. and 300° C.

The complex cyanides present on a carrier which
have been subjected to a decomposition treatment in
accordance with the present invention can be used,
either as such or after a reducing treatment as discussed
hereinbefore, as catalyst precursors or as catalysts in a
great many applications, depending on the character of
the metal moieties M1 and M>. Without wishing to be
bound to any particular theory it 1s thought that the
attractive catalytic properties of the catalysts obtainable
from complex cyanides as defined hereinbefore (after at
least the decomposition treatment under oxidative con-
ditions) are related to the very effective dispersion of
the appropriate metal moieties throughout the system.

The present invention relates in particular to a pro-
cess for the preparation of hydrocarbons and/or oxy-
genates from carbon monoxide and hydrogen wherein a
mixture based on carbon monoxide and hydrogen is
contacted with a catalyst comprnising one or more cata-
lytically active metal components on a support which
catalyst has been obtained by subjecting a complex
cyanide according to the general formula
MiIM(CN),—x(Y)x wherein M; represents a cationic
molety comprising one or more metal ions, NH4* and-
/or a quaternary ammonium ion, M forms part of the
anionic moiety and represents one or more polyvalent
metals, CN represents a cyanide moiety as defined here-
inbefore, Y represents one or more ligands, p 1s 2 num-
ber ranging from 2-8, x 1s a number ranging from 0-4.
and p/x is at least 1 when x>0, present on a carrier to
a decomposition treatment under oxidative conditions.

In particular, catalysts loaded with suitable Fischer-
Tropsch metal(s), e.g. Group VIII metals such as iron,
nickel or cobalt, optionally containing one or more
promoters such as zirconia or rhenium, can be suitably
applied in the so-called heavy paraffin synthesis steps in
an integrated process for the manufacture of middle
distillates starting from methane to produce a syngas
mixture which serves as starting material for the heavy
paraffin synthesis and wherein the heavy paraftins pro-
duced are subjected to a catalytic heavy paraffin con-
version process to produce the desired middle distil-
lates. It may be advantageous to subject the complex
cyanides which have been subjected to a decomposition
treatment under oxidative conditions according to the
present invention to a reducing treatment with hydro-
gen prior to their use as catalysts in Fischer-Tropsch
type reactions.

The present invention further relates to a process for
the hydrodesulphurisation of hydrocarbonaceous mate-
rials by contacting such matenals in the presence of
hydrogen at elevated temperature and pressure with a
catalyst comprising one or more catalytically active
metal components on a support which catalyst has been
obtained by subjecting a complex cyanide according to
the general formula M\M2(CN),_ x(Y)x wherein M;
represents a cationic moiety comprising one or more
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metal 10ons, NH4+ and/or one or more guaternary am-
monium ions, M> forms part of the anionic moiety and
represents one or more polyvalent metals, CN repre-
sents a cyanide moiety as defined hereinbefore, Y repre-
sents one or more ligands p is a number ranging from
2-8, x is a number ranging from 0-4 and p/Xx is at least
1 when x>0, present on a carrier to a decomposition
treatment under oxidative conditions.

In particular, catalysts loaded with one or more
Group VIb and/or Group VIII metals, such as nickel,
cobalt, molybdenum and cobalt can be suitably applied
in hydrodesulphurisation processes preferably when
they are in sulphided form. Suitably, a pre-sulphiding
technique can be applied to the metal oxides present on
the appropriate carrier after the decomposition treat-
ment according to the present invention. It is also possi-
ble to apply an in situ sulphidation technique. Normally,
the catalysts used in hydrodesulphurisation duty will
also act as demetallisation catalysts and/or denitrogena-
tion catalysts depending on the feedstock to be treated.
The conditions to be applied in hydrodesulphurisation/-
hydrodemetallisation/hydrodenitrification  processes
are well known in the art and need not to be elucidated
here.

The present invention also relates to a process for
producing ethylene oxide and/or ethylene glycol by
using supported silver catalysts. optionally containing
one or more promoters, which silver catalysts have
been obtained from the appropriate complex cyanide
which has been subjected to a decomposition treatment
according to the present invention.

The catalytic processes described hereinabove can be
carried out suitably by using catalysts which have been
prepared from complex cyanides as defined hereinbe-
fore which have been subjected to a decomposition
treatment according to the present invention which has
been carried out in an environment containing at least
0.5% by volume of an oxidising agent at a temperature
of at least 200° C. Preferably the decomposition treat-
ment is to be carried out using (diluted) air at a tempera-
ture between 250° C. and 450° C.

Preferably, the process for preparing hydrocarbons
and/or oxygenates is carried out by using a catalyst
obtainable from a complex cyanide wherein M; repre-
sents one or more of Group VIII. one or more of Group
Ib or one or more Group IVa metal moieties, M repre-
sents a Fe, Co, N1, Mo or W metal moiety, CN repre-
sents cyanide, p represents 4, 6 or 8 and x 1s zero. In
particular, catalysts are attractive which are obtainable
from complex cyanides wherein M represents a Cu, Ni
or Co moiety and M represents a Fe, W or Mo moiety.

Preferably, the process for hydrodesulphurising hy-
drocarbonaceous materials is carried out by using a
catalyst obtainable from a complex cyanide wherein M
represents one or more Group VIb and/or Group VIII
metal moieties, M; represents a Co, Ni, Mo or W metal
moiety. CN represents cyanide, p represents 4, 6 or 8
and x is zero. In particular, catalysts are attractive
which are obtainable from complex cyanides wherein
M represents a Ni and/or Co metal moiety and M>
represents a Mo and/or W moiety. The present inven-
tion will now be illustrated by the following Examples.

EXAMPLE 1
a) Preparation of complex cyanide

1. 2.50 grammes of NaFe(CN)sNO.2H,O were dis-
solved 1n 100 ml water and slowly injected into a solu-
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tion of 2.02 grammes of Cu(NO3)2.3H,0 in 1000 ml
water wherein 4.00 grammes of Al;03 (Degussa Alumi-
num Oxid C) had been suspended. The pH of the vigor-
ously stirred suspension was 5.0 and the temperature
was 22° C. The resulting precipitate was suction-fil-
tered, washed with 1000 ml water and vacuum dried.
The product was pelletized, crushed and a fraction of
0.43-0.71 mm of the Cu/Fe-complex cyanide was se-
lected.

2. The experiment described in Example 1a)1 was
repeated using the appropriate amount of K4Fe(CN)g.3-
H;0. After working up the corresponding Cu;/Fe-
complex cyanide was obtained.

3. The experiment described in Example 14)1 was
repeated using the appropriate amount of K3Fe(CN).
After working up the corresponding Cuj3,/Fe;-complex
cyanide was obtained.

b) Decomposition of complex cyanide

1. 0.05 grammes of the complex cyanide prepared as
described under a)l were placed in a thermobalance and
heated at a rate of 5° C./min up to 900° C. in a flow of
gas comprising 90% by volume of argon and 10% by
volume of hydrogen.

The rate of weight loss (dM/dt) and the composition
of the gas phase as monitored with a massspectrometer
over the temperature interval are given in FIG. la.

2. A similar amount of complex cyanide was sub-
Jected to the treatment described in b)1 but using only
argon as the gas flow The rate of weight loss and the
composition of the gas phase are given in FIG. Ib.

3. A similar amount of complex cyanide was sub-
Jected to the treatment described in b)2 but using a gas
comprising 90% by volume of argon and 10% by vol-
ume of oxygen. The rate of weight loss and the compo-
sition of the gas phase are given in FIG. Ic.

It will be clear that the decomposition under oxida-
tive conditions in accordance with the present invention
(experiment b)3 FIG. Ic) not only takes place at a sub-
stantially lower temperature than is required when a
thermal decomposition (experiment b)2) or a decompo-
sition under reducing conditions (experiment b)1) is
envisaged but also is much more effective in removing
the cyanide moieties from the complex cyanide.

c) Reduction of decomposed cyanide

0.05 grammes of the complex cyanide prepared as
descnibed under a)l were heated at a rate of 5° C./min

up to 270° C. in a flow of gas comprising 99% by vol-

ume of helium and 1% by volume of oxygen and left for
24 hours. Thereafter, the sample was placed in a fixed-
bed microreactor and heated at a rate of 5° C./min up to
9%00° C. in a flow of gas comprising 90% by volume of
argon a volume of hydrogen. The hydrogen consump-
tion was measured with a Hot Wire Detector and de-
picted over the temperature interval in FIG. 1.

d) Physical characterisation of the metallic phaSes

The sizes of the metallic phases as determined by

X-ray diffraction line-broadening are summarised in
Table 1.

TABLE 1
treatment complex (nm) Fe phase (nm)  Cu phase (nm)
)1 41 _ —
b)1 — 26 78
b)2 — 33 116

5,143,877
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TABLE 1-continued

treatrnent  complex (nm) Fe phase (nm) Cu phase (nm)
b)3 —_ 21 | 21
EXAMPLE 2

The experiment described in Example 1a)1 was re-
peated by dissolving 2.37 grammes of K4yFe(CN)¢.3H0
in 100 ml water and slowly injecting the solution into a
solution of 1.36 grammes of Cu(NO3)23H;0 and 1.63
grammes of Ni(NO3)2.bH>0 in 1000 ml water wherein
4.00 grammes of Al,O3 had been suspended. The pH of
the vigorously stirred suspension was 5.0 and the tem-
perature was 22° C. After working up the correspond-
ing Cu/Ni/Fe-complex cyanide was obtained.

EXAMPLE 3

The experiment described in Example 1a)l was re-
peated by dissolving 0.87 grammes of K3Fe(CN)gin 100
m! water and slowly injecting the solution into a solu-
tion of 1.34 grammes of AgNOj3 in 1000 ml water
wherein 4.00 grammes of Al;O3 had been suspended.
The pH of the vigorously stirred suspension was 5.0 and
the temperature was 22° C. After working up the corre-
sponding Ag/Fe-complex cyanide was obtained.

EXAMPLE 4

The experiment described in Example 1a)l was re-
peated by dissolving 2.55 grammes of K4Fe(CN)¢.3H,0
in 100 ml water and slowly injecting the solution into a
solution of 3.03 grammes of Mn(NO3);.4H;0 in 1000 ml
water wherein 4.00 grammes of Al;O3; had been sus-
pended. The pH of the vigorously stirred suspension
was 5.0 and the temperature was 22° C. After working
up the corresponding Mn/Fe-complex cyanide was
obtained.

EXAMPLE 5§

The experiment described in Example 1a)1 was re-
peated by dissolving 2.32 grammes of K4Mo(CN)s.2-
H>0 in 100 ml water and slowly injecting the solution
into a solution of 2.72 grammes of Co(NO3)2.6H>20 in
1000 mi water wherein 4.00 grammes of Al,O3 had been
suspended. The pH of the vigorously stirred suspension
was 3.0 and the temperature was 22° C. After working
up the corresponding Co/Mo-complex cyanide was
obtained.

EXAMPLE 6
The experiment described in Example 1a)1 was re-

- peated by dissolving 2.39 grammes of K4Mo(CN)s.2-

33
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H>0 in 100 ml water and slowly injecting the solution
Into a solution of 1.92 grammes of FeCl,.4H5,0 in 1000
ml water wherein 4.00 grammes of Al»O3; had been
suspended. The pH of the vigorously stirred suspension
was 3.0 and the temperature was 22° C. After working

up the corresponding Fe/Mo-complex cyanide was
obtained.

EXAMPLE 7

The experiment described in Example 14)1 was re-
peated by dissolving 1.89 grammes of K;Pd(CN)4.1H,0
in 100 ml water and slowly injecting the solution into a
solution of 1.23 grammes of FeCl3.4H20 in 1000 ml
water wherein 4.00 grammes of Al;03; has been sus-
pended. The pH of the vigorously stirred suspension
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was 3.0 and the temperature was 22° C. After working
up the corresponding Fe/Pd-complex cyanide was ob-
tained.

EXAMPLE 8

Catalyst testing

The catalysts prepared as described in Examples 1a)1,
1a)2 and 1a)3 were tested for the conversion of synthe-
sis gas in a tubular reactor in which the catalyst was
operated 1n the form of a fixed bed with a bulk volume
of 1.5 ml.

Prior to testing, the catalysts were reduced with hy-
drogen under the following conditions: pressure 0.1
MPa; temperature: programmed heating procedure
during 64 hours from 100° C. to 275° C.; reduction
gas:argon/hydrogen 9:1.

The conditions during the conversion of synthesis gas
were pressure 0.1 MPa; temperature 275° C.; Hy/CO
ratio: 2; GHSV: 0.35 N1/1/min.

The three catalysts tested each showed an initial ac-
tivity of about 90-135 mmol C/kg iron/s, and a steady
state activity thereafter about 50 hours of about 20
mmol C/kg 1ron/s. The catalyst prepared as described
in Example 1a)1 showed the highest initial activity and
the lowest steady state activity, while the catalyst pre-
pared as described in Example 14)3 showed the lowest
initial activity but the highest steady state activity.
From an analysis of the hydrocarbons obtained during
the steady state activity of the catalysts it appeared that
the Schulz-Flory numbers varied from about 0.4 (cata-
lyst prepared as described in Example 1a)1) to 0.47.

What 1s claimed is:

1. A process for the preparation of catalysts or cata-
lyst precursors containing at least one metal and/or
metal compounds wherein a complex cyanide of the
general formula MiM3 (CN),_x(Y)x wherein M repre-
sents a cationic moilety comprising at least one metal
ion, NH4+ or a quarternary ammonium ion; M; forms
part of the anionic moiety and represents at least one
polyvalent metal, CN represents a cyanide moiety as
defined hereinbefore, Y represents one or more ligands,
p 1s a number ranging from 2-8, x is a number ranging,
from 0-4 and p/x 1s at least 1 when x>0, present on a
carrier 1s subjected to a decomposition treatment under
oxidative conditions.

2. The process according to claim 1, wherein the
oxidative treatment is carried out at a temperature of at
least 200° C. |

3. The process according to claim 2, wherein the
temperature 1s between 250° C. and 450° C.

4. The process according to claim 1, wherein the
decomposition treatment is carried out in an environ-
ment containing at least 0.5% by volume of an oxidizing
agent.

5. The process according to claim 4, wherein use is
made of oxygen, ozone or a hydroperoxide as an oxidiz-
Ing agent.

6. The process according to claim §, wherem use 1s
made of diluted air as an oxidizing agent.

7. The process according to claim 1, wherein use is
made of a complex cyanide wherein M represents one
Oor more transition metal moieties, a group IVa metal
moiety, a group Ia or Ila metal moiety and/or NH4+, a
Group Ib or 11B metal moiety, M; represents a Group
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VIb or Group VIII metal moiety, CN represents cya-

nide, p represents the number 4, 6 or 8 and Y represents
a NO group when x is not zero.

8. The process according to claim 7, wherein use 1s
made of a complex cyanide wherein M represents one
or more Group VIII metal moieties, one or more Group
IB metal moieties or one or more Group IVa metal
moieties, My represents a Fe, Co, N1, Mo or W metal
moiety, p represents the number 4, 6 or 8 and x is zero.

9. A process according to claim 8, wherein use 1is
made of a complex cyanide wherein M represents a Cu,
Ni or Co moiety and M; represents a Fe, W or Mo
moiety.

10. The process according to claim 1, wherein use is
made of a complex cyanide on a carrier selected from
the group consisting of a refractory oxide, a zeolite or a
mixture thereof.

11. The process according to claim 10, wherein use is
made of a complex cyanide applied on a carrier selected
from the group consisting of alumina, silica-alumina,
titanta, magnesia, a crystalline silicate or mixtures
thereof.

12. The process according to claim 10, wherein use is
made of rom 5% to 95% by weight of carrier, calcu-
lated on total weight of dried complex cyanide and
carrier.

13. The process according to claim 12, wherein use is
made of from 40% to 90% weight of carrier, calculated
on total weight of dried complex cyanide and carrier.

14. The process according to claim 1, wherein use is
made of a complex cyanide which has been obtained on
a carrier by reaction between one or more metal com-
pounds containing M| moieties and a cyanide contain-
ing 2 M> moiety.

135. The process according to claim 1, wherein a car-
rier material 1s treated with one or more cyanides con-
taining a M moiety and after drying is subjected to
impregnation with one or more compounds containing
M moieties so as to form the complex cyanide.

16. The process according to claim 1, wherein a car-
rier material is treated with one or more compounds
containing M1 moieties and after drying is subjected to
impregnation with one or more cyanides containing a
M3 moiety so as to form the complex cyanide.

17. The process according to claim 15, wherein incip-
ient wetness impregnation 1s used to introduce either
one or more compounds containing one or more M;j

moieties or the cyanide containing a M> moiety on the
Carrier.

18. The process according to claim 1, wherein use is
made of a complex cyanide which has been obtained by
treating a carrier with a soluble complex cyanide and
drying the thus treated carrier.

19. The process according to claim 1, wherein the
oxidative decompaosition treatment is followed by an
activating treatment under reducing conditions.

20. The process according to claim 19, wherein the
activating treatment is carried out in the presence of
hydrogen at a temperature up to 500° C. and at a pres-
sure of up to 10 MPa.

21. The process according to claim 20, wherein the
reducing treatment is carried out at a temperature in the

range between 50° C. and 300° C.
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